DFT calculations have been done by Gaussian 09 (Revision D.01). ) was used for the CASSCF and CASPT2 calculations. Figure S1 . CASSCF active molecular orbitals for the S-DR1 structure at θ = 0 °. The calculation was calculated using the C2 symmetry therefore the orbitals can be separated into a or b orbital symmetries. Table S1 . Natural orbital occupation numbers for active orbitals calculated for the S0 state of S-DR1 structures at different bent angles.
Orbital
Bent angle θ (C1-C2-C6 = C5-C9-C10) /° 0(180)
13 ( Figure S2 . CASSCF active molecular orbitals for the S-DR2 structure at θ = 0 °. Figure S3 . CASSCF active molecular orbitals for the S-DR3 structure at θ = 0 °. The calculation was calculated using the Cs symmetry therefore the orbitals can be separated into a' or a" orbital symmetries. Figure S4 . CASSCF active molecular orbitals for the S-DR4 structure at θ = 0 °. 
---------------------------------------------------------------------

S-DR2 θ = 26 ° (C1-C2-C6 = C8-C7-C12 = 120 °)
Standard orientation: ---------------------------------------------------------------------
-------------------------------------------------------------------
.506647 ---------------------------------------------------------------------
T-DR2 θ = 26 ° (C1-C2-C6 = C8-C7-C12 = 120 °)
Standard orientation: ---------------------------------------------------------------------
Center Atomic Atomic Coordinates (Angstroms) Number Number Type X Y Z --------------------------------------------------------------------
---------------------------------------------------------------------
S-DR3 at θ = 0 ° (C1-C5-C6 = C10-C6-C5 = 180 °)
Standard orientation: ---------------------------------------------------------------------
-------------------------------------------------------------------
.692763 ---------------------------------------------------------------------
T-DR3 at θ = 0 ° (C1-C5-C6 = C10-C6-C5 = 180 °)
Standard orientation: 
---------------------------------------------------------------------
S-DR3 at θ = 17 ° (C1-C5-C6 = C10-C6-C5 = 160 °) 
T-DR3 at θ = 17 ° (C1-C5-C6 = C10-C6-C5 = 160 °) --------------------------------------------------------------------- S-DR3 at θ = 52 ° (C1-C5-C6 = C10-C6-C5 = 120 °) 
T-DR4 at θ = 24 ° (C1-C5-C6 = C10-C13-C14 = 140 °)
Standard orientation: ------------------------------------------------------------------- ------------------------------------------------------------------ 
S-DR4 at θ = 35 ° (C1-C5-C6 = C10-C13-C14 = 120 °)
Standard orientation: ---------------------------------------------------------------------Center
Atomic Atomic Coordinates (Angstroms) Number Number Type X Y Z --------------------------------------------------------------------- --------------------------------------------------------------------- T-DR4 at θ = 35 ° (C1-C5-C6 = C10-C13-C14 = 120 °)
Standard orientation: ------------------------------------------------------------------- 
------------------------------------------------------------------
---------------------------------------------------------------------
